In the present work, an ultra-low carbon enamel steel was batch annealed at different temperatures, and the effect of the batch annealing temperature on the microstructure and resistance to fish scaling was investigated by optical microscopy, transmission electron microscopy, and a hydrogen permeation test. The results show that the main precipitates in experimental steel are fine TiC and coarse Ti 4 C 2 S 2 particles. The average sizes of both TiC and Ti 4 C 2 S 2 increase with increasing the batch annealing temperature. The resistance to fish scaling decreases with increasing the annealing temperature, which is caused by the growth of ferrite grain and the coarsening of the TiC and Ti 4 C 2 S 2 particles.
Introduction
Ultra-low carbon steels were produced to enamel products, such as bathtubs, kitchen utensils, and decorative panels due to their extraordinary deep drawability [1, 2] . Enamel coatings have been widely applied for the protection of steel products due to their excellent engineering properties, such as corrosion protection, resistance to heat and abrasion, hygiene and ease of cleaning [3] . Fish scaling is one of the most dangerous defects in the production of enameled steel products. Studies have found that it is hydrogen which plays a key role in the formation of the fish scaling. The resistance to fish scaling of enamel steel is usually evaluated by the hydrogen permeation test, and the hydrogen permeation value (TH value) is an important parameter characterizing the resistance to fish scaling. High TH value means good resistance to fish scaling. TH value should be larger than 6.7 min/mm 2 to ensure satisfactory resistance to fish scaling [4] .
The resistance to fish scaling can be improved by increasing the number of hydrogen traps. Hydrogen traps are generally classified as reversible and irreversible traps depending on their binding energy with hydrogen atoms [5, 6] . A reversible trap is one from which a hydrogen atom can easily jump out of due to fluctuations in thermal energy [7] . It is known that grain boundaries, dislocations, vacancies, and microvoids have low binding energy with hydrogen atoms and are considered as reversible traps. Hydrogen atoms in these sites are diffusible, and these traps have an influence on the effective hydrogen diffusivity. Irreversible traps are sites with high binding energy, and thus the trapped hydrogen is considered as non-diffusible [8] . (Ti, Nb)(C, N), TiC, TiN, NbC, VC and non-metallic inclusions are considered as irreversible traps because of their high binding energy.
Ti is usually added to ultra-low carbon steel to improve the resistance to fish scaling. The main irreversible hydrogen traps in ultra-low carbon Ti-bearing steel are TiN, TiC, TiS and Ti 4 C 2 S 2 particles which influence hydrogen diffusivity obviously [2] . There are several factors which affect the precipitation behavior of titanium precipitates, i.e., chemical composition, finishing temperature, coiling temperature, annealing temperature and so on. It is reported that Ti and S content will affect the type and fraction of precipitates [9] . Mo can also influence the precipitation behavior of TiC particles [10] . It was found that low finishing temperature was beneficial to the occurrence of strain-induced precipitation of TiC [11] . Kim et al. [12] and Xu et al. [13] found that interphase precipitation took place at high coiling temperature, while dispersed precipitation was formed at low coiling temperature. The annealing temperature will influence the size, distribution and number of precipitates [14, 15] . The characteristics of precipitates will influence their binding energy and hydrogen storage capacity, so the annealing temperature will affect the resistance to fish scaling of Ti-bearing steel. Much is still unknown about the effect of batch annealing temperature on microstructure and resistance to fish scaling of ultra-low carbon Ti-bearing enamel steel. It is essential to perform relevant research work to promote the application of ultra-low carbon Ti-bearing enamel steel.
Materials and Methods
The experimental steel used in this study was produced by Shougang Group, and the chemical composition is listed in Table 1 . The slab was reheated to 1250 • C for 2 h, and then hot rolled to a sheet of 5 mm at finishing temperature of 900 • C. The sheet was water cooled to coiling temperature of 700 • C. After acid pickling, the sheet was cold rolled to 0.8 mm in thickness. The cold rolled sheets were batch annealed at 580, 630, 680, and 730 • C for 5 h, and the schematic of the batch annealing process is shown in Figure 1 . These batch annealing temperatures were chosen to obtain different sized ferrite grains and precipitates, so the effects of ferrite grain boundaries and precipitates on resistance to fish scaling can be investigated by a hydrogen permeation test. Ti is usually added to ultra-low carbon steel to improve the resistance to fish scaling. The main irreversible hydrogen traps in ultra-low carbon Ti-bearing steel are TiN, TiC, TiS and Ti4C2S2 particles which influence hydrogen diffusivity obviously [2] . There are several factors which affect the precipitation behavior of titanium precipitates, i.e., chemical composition, finishing temperature, coiling temperature, annealing temperature and so on. It is reported that Ti and S content will affect the type and fraction of precipitates [9] . Mo can also influence the precipitation behavior of TiC particles [10] . It was found that low finishing temperature was beneficial to the occurrence of straininduced precipitation of TiC [11] . Kim et al. [12] and Xu et al. [13] found that interphase precipitation took place at high coiling temperature, while dispersed precipitation was formed at low coiling temperature. The annealing temperature will influence the size, distribution and number of precipitates [14, 15] . The characteristics of precipitates will influence their binding energy and hydrogen storage capacity, so the annealing temperature will affect the resistance to fish scaling of Ti-bearing steel. Much is still unknown about the effect of batch annealing temperature on microstructure and resistance to fish scaling of ultra-low carbon Ti-bearing enamel steel. It is essential to perform relevant research work to promote the application of ultra-low carbon Ti-bearing enamel steel.
The experimental steel used in this study was produced by Shougang Group, and the chemical composition is listed in Table 1 . The slab was reheated to 1250 °C for 2 h, and then hot rolled to a sheet of 5 mm at finishing temperature of 900 °C. The sheet was water cooled to coiling temperature of 700 °C. After acid pickling, the sheet was cold rolled to 0.8 mm in thickness. The cold rolled sheets were batch annealed at 580, 630, 680, and 730 °C for 5 h, and the schematic of the batch annealing process is shown in Figure 1 . These batch annealing temperatures were chosen to obtain different sized ferrite grains and precipitates, so the effects of ferrite grain boundaries and precipitates on resistance to fish scaling can be investigated by a hydrogen permeation test. The metallographic specimens and tensile specimens were cut along the transverse direction. Microstructure observations were conducted on an optical microscope (Leica, Wetzlar, Hesse, Germany). The precipitates in specimens were extracted on carbon replicas and examined byTecnai G 2 F20 transmission electron microscope (TEM) (FEI, Houston, TX, USA) with an energy dispersive spectrometer (EDS). The dog-bone tensile specimens have 12.5 mm width and 80 mm gauge length. A tensile test was performed on a computer material test (CMT) 5105 testing machine (MTS, Shenzhen, Guangdong, China) at room temperature, and the crosshead speed was 3 mm/min. The metallographic specimens and tensile specimens were cut along the transverse direction. Microstructure observations were conducted on an optical microscope (Leica, Wetzlar, Hesse, Germany). The precipitates in specimens were extracted on carbon replicas and examined byTecnai G 2 F20 transmission electron microscope (TEM) (FEI, Houston, TX, USA) with an energy dispersive spectrometer (EDS). The dog-bone tensile specimens have 12.5 mm width and 80 mm gauge length. A tensile test was performed on a computer material test (CMT) 5105 testing machine (MTS, Shenzhen, Guangdong, China) at room temperature, and the crosshead speed was 3 mm/min.
The hydrogen permeation specimens with 50 mm × 80 mm × 0.8 mm were prepared. Both sides of the specimens were ground by 1200 grit abrasive paper, and then the specimens were washed by acetone and rinsed by distilled water. The hydrogen permeation test was conducted at room temperature on a Devanathan-Stachursky type cell [16] . The hydrogen permeation setup was composed of two parts separated by the specimen into the cathodic cell and anodic cell. The anodic cell was filled with 0.2 N NaOH solution, and a constant anodic potential 200 mV was applied. Once the background current was less than 0.1 µA/cm 2 , the hydrogen permeation test was started [17] , and the cathodic cell was filled with 0.5 N H 2 SO 4 + 0.22 g/L H 2 NCSNH 2 solution immediately. The charging current density was maintained at 1 mA/cm 2 , which was low enough to avoid damage to the steel sheet. In the test, hydrogen is produced electrolytically in the charging cell by cathodic polarization [18] . H 2 NCSNH 2 facilitated hydrogen pick-up by promoting the breakdown of molecular hydrogen. High-purity nitrogen gas was purged prior to cathodic polarization and during the entire test to remove the dissolved oxygen which would contribute to the anodic current [19] . The measured anodic current was proportional to the hydrogen flow rate out of the specimen [20] , and it was recorded by using an automatic data-acquisition system. Once the measured anodic current reached a steady-state, the hydrogen permeation test can be finished.
The hydrogen permeation time (t b ) was determined by plotting the cumulative anodic current through the specimen and extrapolating its asymptote to intercept with the horizontal axis [21] . The hydrogen permeation value can be calculated by the following formula:
where TH is the hydrogen permeation value, t b is the hydrogen permeation time in minutes, d is the sheet thickness in mm.
Results and Discussion

Microstructure
The optical micrographs of experimental steel batch annealed at different temperatures are presented in Figure 2 . As can be seen in Figure 2a , the shear bands (indicated by arrows) along the rolling direction and small recrystallized grains were observed at a batch annealing temperature of 580 • C, which reveals that partial recrystallization has occurred at this temperature. At an annealing temperature of 580 • C, there are a large number of dislocations in the shear bands due to the incomplete recrystallization. When the annealing temperature is higher than 630 • C, the microstructures are equiaxed ferrite grains, which mean that full recrystallization has occurred in the annealing process. The hydrogen permeation specimens with 50 mm × 80 mm × 0.8 mm were prepared. Both sides of the specimens were ground by 1200 grit abrasive paper, and then the specimens were washed by acetone and rinsed by distilled water. The hydrogen permeation test was conducted at room temperature on a Devanathan-Stachursky type cell [16] . The hydrogen permeation setup was composed of two parts separated by the specimen into the cathodic cell and anodic cell. The anodic cell was filled with 0.2 N NaOH solution, and a constant anodic potential 200 mV was applied. Once the background current was less than 0.1 μA/cm 2 , the hydrogen permeation test was started [17] , and the cathodic cell was filled with 0.5 N H2SO4 + 0.22g/L H2NCSNH2 solution immediately. The charging current density was maintained at 1 mA/cm 2 , which was low enough to avoid damage to the steel sheet. In the test, hydrogen is produced electrolytically in the charging cell by cathodic polarization [18] . H2NCSNH2 facilitated hydrogen pick-up by promoting the breakdown of molecular hydrogen. High-purity nitrogen gas was purged prior to cathodic polarization and during the entire test to remove the dissolved oxygen which would contribute to the anodic current [19] . The measured anodic current was proportional to the hydrogen flow rate out of the specimen [20] , and it was recorded by using an automatic data-acquisition system. Once the measured anodic current reached a steady-state, the hydrogen permeation test can be finished.
The hydrogen permeation time (tb) was determined by plotting the cumulative anodic current through the specimen and extrapolating its asymptote to intercept with the horizontal axis [21] . The hydrogen permeation value can be calculated by the following formula:
where TH is the hydrogen permeation value, tb is the hydrogen permeation time in minutes, d is the sheet thickness in mm.
Results and Discussion
Microstructure
The optical micrographs of experimental steel batch annealed at different temperatures are presented in Figure 2 . As can be seen in Figure 2a , the shear bands (indicated by arrows) along the rolling direction and small recrystallized grains were observed at a batch annealing temperature of 580 °C, which reveals that partial recrystallization has occurred at this temperature. At an annealing temperature of 580 °C, there are a large number of dislocations in the shear bands due to the incomplete recrystallization. When the annealing temperature is higher than 630 °C, the microstructures are equiaxed ferrite grains, which mean that full recrystallization has occurred in the annealing process. The average size of ferrite grain is measured by the line intercept method, and the effect of the batch annealing temperature on the average size of ferrite grain is shown in Figure 3 . The average size of ferrite grain increased when the batch annealing temperature increased from 630 to 730 • C. There is not a large number of dislocations in the specimens annealed at 630, 680 and 730 • C due to the full recrystallization. 
The average size of ferrite grain is measured by the line intercept method, and the effect of the batch annealing temperature on the average size of ferrite grain is shown in Figure 3 . The average size of ferrite grain increased when the batch annealing temperature increased from 630 to 730 °C. There is not a large number of dislocations in the specimens annealed at 630, 680 and 730 °C due to the full recrystallization. The precipitates of experimental steel annealed at different temperatures exhibit the same features by TEM observations. As shown in Figure 4 , there are TiC, TiN and Ti4C2S2 particles in all the specimens. Figure 4a shows typical TEM morphologies of TiN and TiC. A large cubic particle contains Ti, C and N (as shown in Figure 4c ), which indicates that the particle is TiN due to its coarse and cubic shape; the peak characteristic of the C element can be ignored because of the carbon extraction replicas. Large TiN particles formed during the solidification process; they are rare in the specimens, and their sizes change a little at different annealing temperatures. A small sized elliptical particle contains Ti and C (as shown in Figure 4d ), which is considered as TiC. In experimental steel, TiC is finer and has a denser distribution than TiN and Ti4C2S2. The EDS spectrum of the particle in Figure 4b shows that the atomic ratio of Ti to S is close to 2 (as shown in Figure 4e) , and the particle can be identified as Ti4C2S2 [9] . The distribution of Ti4C2S2 is very inhomogeneous, often in the shape of strings or clusters (as shown in Figure 4b ). The precipitates of experimental steel annealed at different temperatures exhibit the same features by TEM observations. As shown in Figure 4 , there are TiC, TiN and Ti 4 C 2 S 2 particles in all the specimens. Figure 4a shows typical TEM morphologies of TiN and TiC. A large cubic particle contains Ti, C and N (as shown in Figure 4c ), which indicates that the particle is TiN due to its coarse and cubic shape; the peak characteristic of the C element can be ignored because of the carbon extraction replicas. Large TiN particles formed during the solidification process; they are rare in the specimens, and their sizes change a little at different annealing temperatures. A small sized elliptical particle contains Ti and C (as shown in Figure 4d ), which is considered as TiC. In experimental steel, TiC is finer and has a denser distribution than TiN and Ti 4 C 2 S 2 . The EDS spectrum of the particle in Figure 4b shows that the atomic ratio of Ti to S is close to 2 (as shown in Figure 4e ), and the particle can be identified as Ti 4 C 2 S 2 [9] . The distribution of Ti 4 C 2 S 2 is very inhomogeneous, often in the shape of strings or clusters (as shown in Figure 4b) .
The chemical composition of ultra-low carbon enamel steel is similar to that of ultra-low carbon Ti-bearing steel, but the former contains higher Ti and S contents to ensure that sufficient Ti 4 C 2 S 2 particles can be formed [22] . TiS was not observed in all the specimens. Figure 5 is a schematic illustration of the stability of various Ti compounds in Interstitial-Free (IF) steels as a function of the precipitation temperature [23] . The stability of the precipitates mainly depends on the temperature and the chemical composition. After the formation of TiN, TiS precipitation is likely to take place. However, the stability of TiS is quite low, and TiS decomposes during hot rolling and the coiling process [23] . TiS may also change to Ti 4 C 2 S 2 during the annealing process [9, 24] . Because TiN particles are large and rare, their influence on hydrogen diffusion behavior can be ignored, and the main irreversible hydrogen traps are fine TiC and coarse Ti 4 C 2 S 2 . TiC and Ti 4 C 2 S 2 are both considered as precipitating in the batch annealing process [25] . The effect of batch annealing temperature on average sizes of TiC and Ti 4 C 2 S 2 particles is shown in Figure 6 . It can be seen that the average sizes of TiC and Ti 4 C 2 S 2 particles increased with increasing the batch annealing temperature, which means that TiC and Ti 4 C 2 S 2 particles coarsened in the annealing process. The chemical composition of ultra-low carbon enamel steel is similar to that of ultra-low carbon Ti-bearing steel, but the former contains higher Ti and S contents to ensure that sufficient Ti4C2S2 particles can be formed [22] . TiS was not observed in all the specimens. Figure 5 is a schematic illustration of the stability of various Ti compounds in Interstitial-Free (IF) steels as a function of the precipitation temperature [23] . The stability of the precipitates mainly depends on the temperature and the chemical composition. After the formation of TiN, TiS precipitation is likely to take place. However, the stability of TiS is quite low, and TiS decomposes during hot rolling and the coiling process [23] . TiS may also change to Ti4C2S2 during the annealing process [9, 24] . Because TiN particles are large and rare, their influence on hydrogen diffusion behavior can be ignored, and the main irreversible hydrogen traps are fine TiC and coarse Ti4C2S2. TiC and Ti4C2S2 are both considered as precipitating in the batch annealing process [25] . The effect of batch annealing temperature on average sizes of TiC and Ti4C2S2 particles is shown in Figure 6 . It can be seen that the average sizes of TiC and Ti4C2S2 particles increased with increasing the batch annealing temperature, which means that TiC and Ti4C2S2 particles coarsened in the annealing process. 
Mechanical Properties and Resistance to Fish Scaling
The relationship between the mechanical properties and batch annealing temperature of ultralow carbon enamel steel is shown in Figure 7 . At the annealing temperature of 580 °C, the yield strength and tensile strength are obviously higher than those of experimental steel annealed at other temperatures; this is because of the incomplete recrystallization at 580 °C. At annealing temperatures of 630, 680, and 730 °C, the yield strength, tensile strength, elongation, n-value and r-value do not vary very much. That is to say, the mechanical properties of experimental steel change a little when recrystallization has finished. The hydrogen permeation curves (charge quantity vs. time curves) are shown in Figure 8 . The TH values of experimental steel annealed at 580, 630, 680 and 730 °C are calculated to be 30.0 ± 3.4, 18.6 ± 1.1, 13.5 ± 1.7 and 10.4 ± 1.6 min/mm 2 , respectively. As shown in Figure 9 , the TH value decreases with increasing batch annealing temperature. 
The relationship between the mechanical properties and batch annealing temperature of ultra-low carbon enamel steel is shown in Figure 7 . At the annealing temperature of 580 • C, the yield strength and tensile strength are obviously higher than those of experimental steel annealed at other temperatures; this is because of the incomplete recrystallization at 580 • C. At annealing temperatures of 630, 680, and 730 • C, the yield strength, tensile strength, elongation, n-value and r-value do not vary very much. That is to say, the mechanical properties of experimental steel change a little when recrystallization has finished. 
The relationship between the mechanical properties and batch annealing temperature of ultralow carbon enamel steel is shown in Figure 7 . At the annealing temperature of 580 °C, the yield strength and tensile strength are obviously higher than those of experimental steel annealed at other temperatures; this is because of the incomplete recrystallization at 580 °C. At annealing temperatures of 630, 680, and 730 °C, the yield strength, tensile strength, elongation, n-value and r-value do not vary very much. That is to say, the mechanical properties of experimental steel change a little when recrystallization has finished. The hydrogen permeation curves (charge quantity vs. time curves) are shown in Figure 8 . The TH values of experimental steel annealed at 580, 630, 680 and 730 °C are calculated to be 30.0 ± 3.4, 18.6 ± 1.1, 13.5 ± 1.7 and 10.4 ± 1.6 min/mm 2 , respectively. As shown in Figure 9 , the TH value decreases with increasing batch annealing temperature. The hydrogen permeation curves (charge quantity vs. time curves) are shown in Figure 8 . The TH values of experimental steel annealed at 580, 630, 680 and 730 • C are calculated to be 30.0 ± 3.4, 18.6 ± 1.1, 13.5 ± 1.7 and 10.4 ± 1.6 min/mm 2 , respectively. As shown in Figure 9 , the TH value decreases with increasing batch annealing temperature.
The TH value is related to the hydrogen diffusion coefficient; high TH value means low hydrogen diffusivity. Both reversible traps and irreversible traps can reduce the hydrogen diffusion coefficient. At annealing temperatures of 630, 680 and 730 • C, there are a few dislocations in the specimen due to the recrystallization, so the main reversible hydrogen traps are ferrite grain boundaries, while the main irreversible hydrogen traps are TiC and Ti 4 C 2 S 2 particles. With the annealing temperature increasing, the average size of ferrite grain and the mean sizes of TiC and Ti 4 C 2 S 2 particles increase. The ferrite grain boundary is a kind of reversible trap; it traps hydrogen atoms in the hydrogen charging process and contributes significantly to hydrogen trapping (TH value) [26, 27] . The hydrogen storage capacity of the grain boundaries is generally proportional to the grain boundary area [28] . The growth of ferrite grain leads to the reduction of the grain boundary area, which is one reason for the reduction of the resistance to fish scaling. Takahashi et al. [29] have observed the hydrogen trapping sites of nano-sized TiC by using three dimensional atom probe (3DAP) for the first time. They revealed that the broad interface between the matrix and TiC was the main trapping site. Wei et al. [30] found that incoherent TiC particles have higher binding energy than that of coherent TiC particles, but they are not able to trap hydrogen during cathodic charging at room temperature due to its high energy barrier for trapping. Small TiC and Ti 4 C 2 S 2 particles at low annealing temperature have more interfaces, which will result in the decrease of hydrogen diffusivity. The coarsening of precipitates is the other reason for the reduction of resistance to fish scaling. Yuan [2] also indicated that small precipitates can lead to low hydrogen diffusivity. Because irreversible traps always lead to a great decrease in hydrogen diffusivity [31] , a great number of small precipitates are favorable to the enhancement of the resistance to fish scaling of enamel steel. The TH value is related to the hydrogen diffusion coefficient; high TH value means low hydrogen diffusivity. Both reversible traps and irreversible traps can reduce the hydrogen diffusion coefficient. At annealing temperatures of 630, 680 and 730 °C, there are a few dislocations in the specimen due to the recrystallization, so the main reversible hydrogen traps are ferrite grain boundaries, while the main irreversible hydrogen traps are TiC and Ti4C2S2 particles. With the annealing temperature increasing, the average size of ferrite grain and the mean sizes of TiC and Ti4C2S2 particles increase. The ferrite grain boundary is a kind of reversible trap; it traps hydrogen atoms in the hydrogen charging process and contributes significantly to hydrogen trapping (TH value) [26, 27] . The hydrogen storage capacity of the grain boundaries is generally proportional to the The TH value is related to the hydrogen diffusion coefficient; high TH value means low hydrogen diffusivity. Both reversible traps and irreversible traps can reduce the hydrogen diffusion coefficient. At annealing temperatures of 630, 680 and 730 °C, there are a few dislocations in the specimen due to the recrystallization, so the main reversible hydrogen traps are ferrite grain boundaries, while the main irreversible hydrogen traps are TiC and Ti4C2S2 particles. With the annealing temperature increasing, the average size of ferrite grain and the mean sizes of TiC and Ti4C2S2 particles increase. The ferrite grain boundary is a kind of reversible trap; it traps hydrogen atoms in the hydrogen charging process and contributes significantly to hydrogen trapping (TH Figure 9 . Effect of the batch annealing temperature on the TH value of ultra-low carbon enamel steel.
At an annealing temperature of 580 • C, there are much more dislocations and grain boundaries in the specimen due to the incomplete recrystallization. Dislocation is another kind of reversible trap, and it can reduce the hydrogen diffusion coefficient of steel [32] . The decrease of the hydrogen diffusion coefficient means the increase of the TH value. More dislocations can lead to higher TH value. The presence of a large number of dislocations is the reason why the TH value is higher than those of experimental steel annealed at other temperatures.
Conclusions
(1) The main irreversible hydrogen traps of ultra-low carbon enamel steel are fine TiC and coarse Ti 4 C 2 S 2 particles. The reversible hydrogen traps are grain boundaries and dislocations. The mean sizes of TiC and Ti 4 C 2 S 2 particles increase with increasing the batch annealing temperature. (2) Both reversible and irreversible traps will influence the resistance to fish scaling. The resistance to fish scaling can be enhanced with increasing the number of reversible and irreversible traps. The resistance to fish scaling decreases with increasing the batch annealing temperature, which is caused by the growth of ferrite grain and the coarsening of TiC and Ti 4 C 2 S 2 particles.
